(isopropylamino)diazen-1-ium-1,2-diolate (2) (1.0 g, 7.1 mmol) and N,N-diisopropylethylamine (DIPEA) (1.31 mL, 7.81 mmol) were dissolved in dry DMSO (20 mL). To this solution, (triisopropylsilyloxy)methyl chloride (TOMCl) (1.81 mL, 7.81 mmol) was slowly added (the reaction is exothermic, needs vigorous stirring and cooling in a water bath). After 6 h, the reaction was diluted with water (25 mL) and extracted with ether (3 X 20 mL). The combined organic layer was washed with brine, dried over anhydrous sodium sulfate and evaporated. The crude product was purified by flash chromatography (hexane/ethyl acetate 11:1) to obtain compound 8 as a pale oil (1.50 g, 69%). UV (ethanol) λ max (ε) 240 nm (6.1 mM Under an inert atmosphere of N 2 , a 1.6 M solution of nBuLi in hexane (1.61 mL, 2.57 mmol) was added to a solution of 8 (654 mg, 2.14 mmol) in THF (10 mL) at 0 o C. After 20 min, chloromethyl methyl ether (MOMCl) (0.2 mL, 2.57 mmol) was added at 0 o C, and the reaction mixture was stirred at rt for 12 h. The reaction was diluted with cold distilled water (10 mL) and extracted with ethyl acetate (3 X 10 mL). The combined organic layer was washed with brine, dried over
anhydrous sodium sulfate and evaporated. The crude product was purified by flash chromatography (hexane/ethyl acetate 11:1) to obtain compound 9 as an oil (440 mg, 59% mmol) in acetonitrile (3 mL), a solution of Verkade's super base (11) (242 mg, 0.11 mmol) in acetonitrile (3 mL) was added at rt. After 30 min at rt, the solvent was evaporated and the residue was extracted with ether (10 mL). The slurry that formed was filtered, and the residue was washed with ether (3 X 10 mL). The filtrate was evaporated to get the crude product, used for the next step without further purification. To this crude product was added CH 2 Cl 2 (5 mL) and 1 M HCl solution in ether (1.48 mL), and the resulting mixture was stirred at rt for 5 h. The reaction was neutralized by saturated NaHCO 3 solution, and extracted with CH 2 Cl 2 . The combined organic layer was washed with brine, dried over anhydrous sodium sulfate and evaporated. The crude product was purified by flash chromatography (hexane/ethyl acetate 10:1) to obtain compound 5 as an oil (77 mg, 71% for 2 steps). UV (ethanol) λ max (ε) 261 nm (7. 1.0 g, 4.6 mmol) , 15-crown-5 (0.3 mL), and DIPEA (0.9 mL, 5.52 mmol) in THF (15 mL) was slowly added TOMCl (1.6 mL, 5.52 mmol). The reaction mixture was stirred at rt for 12 h. The reaction was diluted with distilled water (20 mL) and extracted with ethyl acetate (3 X 15mL). The combined organic layer was washed with brine, dried over anhydrous sodium sulfate and evaporated. The crude product was purified by flash chromatography (hexane/ethyl acetate 3:1) to obtain compound 13 as a pale oil (1.41 g, 76% 
General procedure for synthesis of compounds (14)-(17) and JS-K (18).
To a solution of compound 13 (1 equiv), electrophile RX (1.5-4 equiv), TEA (1.2-4 equiv) (required in synthesis of compounds 15 and 16) in THF (10 mL/ mmol of compound 7) was added a solution of TBAF (1.2 equiv) in THF (3 mL/ mmol of TBAF). The reaction mixture was stirred at rt for 2 h, then the solvent was evaporated. The crude mixture was purified by flash column chromatography.
O

-Methyl 1-[4-(Ethoxycarbonyl)piperazin-1-yl]diazen-1-ium-1,2-diolate (14).
Starting from 13 (100 mg, 0.25 mmol), dimethyl sulfate (36 µL, 0.38 mmol) and TBAF (95 mg, 0.3 mmol), 14 was isolated as an oil (45 mg, 78%). Analytical data of compound 14 were comparable to the literature report. Starting from 13 (100 mg, 0.25 mmol), bromomethyl acetate (98 µL, 1.0 mmol), TEA (0.14 mL, 1.0 mmol) and TBAF (95 mg, 0.3 mmol), 16 was isolated as an oil (53 mg, 74% 
S-13
Figure S-7. 1 H and 13 C NMR of compound 17.
